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Synthesis and transformations of tgialkylsilylethynylvinylalkyl ethers,

£+ F. Gracheva and L. a. Xayutenko (N.D.Zelinskii Inst.,
ri. Chem., ..0scow). del&dy dAkad. Nauk Geleda. 132, 153-6 (1960),

lfassage of diacetylens into 2. zlc. KOH under Na at-70—5° gave ethynylvinyl
1éiégh butyl aether, bl2 61.50, nﬁo 1.4712, dzO 0.8664, This added to &tligBr,

— stirred 4-5 hrs, and traseted with M6381Cl ggve,ifter Zxhesx standing over=-
ham BDleht and stirring 3 hrs. 50.7% MaBSiC;CCH:CHOEt, bys 110-2°%, 1.469s,
0.8589, Similarly was prepd, 52.3% Et,SiCICCH:CHOEY, b, 105-6°, 1.4895,
0.88€6. The former with ag. H,SO, and NeHSOgz wes 79% hydrolyzed im 30 min.
At 50°, the reaction is complete in 1 hr., yielding tetrolaldehyde. Hydro-
genation of I over Pd-CaC0z gave Yugzigis 'MessiCH:CHCH:CHOEt, b, 8899,

gave in 1 hr, refluxigg

1.4580, 0.8532, I and maleic anhydridas in CESHB

25.7% phthalic anhydride,
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Resction of alkyleyclosiloxanes with-titanium tetrachloride.

K. A, Anﬂrianov end A. I, Pgtrashko (Inst. Hetero-org. Compds., Moscow) .

Dokledy Akad. Nauk S.5.5.Rs 131, 5612 (1859) .

Heating 80 g. (Mezsio) and 52 g. TiCl 6 hrs. at 170° gave 27 g. CI(MBB-
. . o

510) ,T1C1,, b, 97-8°. Similarly wes prepd.:pl(EtESiO)sTicls, b, 141-8°,

Formation of such compds. is bdelieved to occur through initlal formation

. of a coordination complex batween the T1i atom and one O atom of the siloxane

ring, after which the.lattef is opened to yisld tﬁe above products.

 Omowe

l (3,) S é“‘izjf”
{et hylalkoxychlorosilanes. P A TR

K. A, Anﬁunov and A, A, Kazakova (All Union Electrotech, Inst., Moscow),

¢

Zhur, Obshchei Khim. 29, 3754-7 (1959).
Addn. of ROH with MeSiC13, stirring 1 -hr., followed by 5«12 hrs. at 505600
gaves 43% MeS1C1,0Me, h,o 79-80°, d30 1.1424, nZ® 1.3045; 38% MoS1C1(0Mo) ,,
bago 93-4%, 1.0426, 1.3820; 27% Ma51iC1, (0Bt), b 760 98-101°, 1.1037, 1.3990;
; ‘"1 @ :
23% MeSiC1(ctt),, bogo 127-317, 0.9822, 1.3912; 35% MeSiC1,0Bu, boeo 144-69,
1.0486, 1.4138; 43%'Me51c1(onu),, PP 202-4%, 0.9398, 1.4130; 25% Mebiclé_
OCH CH2CHMa2, by 56- 7°, 1.0341, 1.4158; (180-Am0) 2SiMeCl, by, 105°, 0.9583,
1.4172. These were hydrolyzcd in MuPh-Hzo nixt, at 20.5° » With insol, :
polysiloxares balng obtained from all monomers except MeS:lCl(OBu)2 and

| (1s0-Am0) ,M031C1, which #ave sol. products, | ' | /

r :
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Infrared absorpt.ion spectra of poly-(amnmino—organosiloxdnea) and poly-(tit-

ano-organosiloxanes).

K. A, Andrianov, N. P, Gashnikova and E.VZ. Asnovich (Iqsf:.. Hot;ero-or'g. Compds
Moscow)., Izvest, Akad. Nauk 5.8.5.R., Otdel. Khim. Nauk 1960, 857-62.
Infréred absorption spectra are shown for spécimens of poly-(aiuninomathyl-

" siloxane), poly-(aluminumethylsiloxane}, poly-(aluninumpheny1511axane),
poly-(fitanium-mefhylsiloxane), poly-(tifanlumcthylsilowane), poly-(titangi-
umphenylsiloxane), as well as polymethylsiloxane, polyﬂfhylsilowane and
polyphenylsiloxane. The characferisfics bands of Al-0 vibration in the ‘
Al-0Q-51 grouping are at, 1080-1050 cm™ ; those. for Ti-0 bond in Ti-0-54
grouping lie at 914-22 cm 1. Tho polymers appear to be consitituted in
the form of chains of cyelic structures, in which predoninantly toetpranmerie

Biloxape anq metallosiloxane rings are bound to each other through 0 1links,
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pentacarbonyl =and nicke} chloride. /Z/G’“L&/?
R, :h. Freidlina, Tsao I and 5. Ts. Chukovskaya (Inst. Hetero-org. Compds.,
..oscow). Doklady Akad. Nauk S.3.S.%. 132, 149-52 (1960). - .

§.0 mml. Fa(CO)g ‘ ‘-
Heating 115 g. Me3iHCl,, 160 g. CH2:CHCN,and C.15 g. 1\71012 in stainless
steel autoclave under N2 {30 atm, initially) 5 hrs. at 120-30° gave 60%
165 1C1,CHleCN, b, 59-60°, n3° 1.4490, 4, 1.1635. The isomeric product
was totally ebsent, as shown by Raman speébrum and chem. tests. Treated
with llelighr 1t gave. io,SICHUSCN, 707, by 71.5°, 1.4245, 0.8303; excess
RMgX géva also soms MeCOBEt. Hydrolysis of the nitrile gave (MeSSS.)zO
and EtCOzﬂ. Reaction of 87 g. Et,SiH, 132 g. CH,:CHON, 0.5 ml. Fe (CO)g

and 0,2 g. NiCl_ similarly gave 73% EtSiCIBCHLEeCN, b8 9'?-80, 1.4525, 0.B634.

2
\/ithout the added catalysts, the reaction falls; NiClz alone 1is also
ineffective; Fe(CO)5 alons 1s &lso ineffective in a steel sutoclave, but
the 2 catalysts do effact the reaction either in a sealed ampul or in

autoclave in which case the Fa component 1s formed on the vessel walls.
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-with olefins in the presence of. iron pentacarbonyl. . :
R. Kh, Freidlina, E, Ts. Chukovskaya, Tsao I and A. i, Nesmayanov (Inst.
Hetero-or- . Compds, ioscow). Doklady ik d; Nauk J.5.3.H. 132, 574«7: (1960)

of. 127, 352 (1969). . /Za4441(?)

Heating 34 g. Bt3 SiH gnd 0.5 ml. Fe(CO) under Nz and 35 atm. 02H in a
staal autoclave 5 hrs. at 130 gava 66% mtsuiCH CHB' b. 144, 5 ’ ngo 1.4330,
d20 0. 7718 with 5 atne. CBH4 initially, there formed 73% FEt Si. oimila“ly

63 g. l-decene, 70 g. Me3iHCL and 0,2 ml. relCO)a in 5 hrs. at 140° gave

2
‘soms decane, and mixed ClOHzlo1MeClz—M381012010H19, by 1230. Treatment
3 Z w n 4
with liellgBr gave hlssiH88 80 bl 85-6° » 1.4290, 0.7797, %xamn. of the infra

red spectrum showed the prasencs of both ﬂeBSiGH:CHCBH17.and MGSSiCHaCH:CH—

s Collg and Fe(CO)

similarly gave a product C HB 108101 » be 124-30°, 1,4780, 1.0553, which

QVHlB' Treatment with HBSO4 gave (Me Si) 0. lleSiACYL

methylated to C 514 lsoi,.b. g7-8° , 1.4042, 0.7147, containing m5381-

CH:CHMe and MeauiCHaEt, treatment with HZSO4 gave 257 ‘satd. material,
gx Mo SiPr and (Ma 31)20. Et SiCH'CHOEt gives 2 gradually rising thio-
cyanate or bromina number the rise baing attributad to sids rsactions,
treatment with acidic soln. of 2,4-dinitrophenylhydrazine gava AcH
2?4-dinitrophenylhydrazona; the original ecthoxy deriv._has infra rsdlbgﬁdg

at 1597 and 1609 cm~t typlcal of vinyl ethers.
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Radical addition reactions to a~-, B~ and y=-alkenylsilanes.

‘E.’A.‘Chernyshov (N.D.Zélinskii Inst. Org. Chem., Moscw ). Izvgst. Akad. Nauk
$,8.S.R,, Otdel. Khim., Nauk 1960, 80-3.

cf. 1056, 1445.

Vinyl- and y-butenylsilanes readily undergo radical addn. reactions while.

allylsilanes do so poorly.'This'confirms the cqnjugation of the double bond

in B—positiop relative to 54, Addn. of 1.5 ¢. Bzzo2 in 49 g. PrCHO to

boiling nixt. of 30 g. MeEtzsiCHZCH CH:CH2 and 49 g. PrCHO over 2: hrs,

and hoating §0 hrs. longer muxm (4.5 g. Bzzo2 added gradually) gave'after

an ad. troatment 12,2 g. S-methyl-3-ethy1-3-511a-8-undecanono, 1.5 127-8°,

20
™

gave, 32% 3-methy1 -3~othyl-3-sila~8~phenyl-8~octanone, b 1.5 163 4°, 1.5168,

1. 4f470, d-zf 0.8605, ‘2, 4=dinitrophenylhydrazone, u. 134°. Similarly BzH

0. 9f°¢ Sinilarly CHCl, in 50 hrs. gave 72% 1,1,1-trichloro-6-methyl-G-
ethy1-6-silaoctane, b, 127-9°, 1.4647, 1.0578, With CC].4 there was formed
78% 1, 1 1, 3—tFtrachloro-6—methy1-6~ethy1-6-silaoctane, b3.5 12%-30 » 1.4860,
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2; Synthesis of orgnnosilicon monomers from hexachlorocyclopentadiene and

/

S, S-difluorotetrachlqrocyOIOpentadione.

V. A, Ponomarenko and A. D. Snegova (N.D.Zelinskii Inst; Org. Chem,, Moscow),

Izvest. Akad. Nauk $.5.5.R., Otdel. Khim, Nauk 1960, 135-8, ,
Refluxing S;Sultft gntgﬁiachlorocyclopentadiene with various vingﬂ or

allyl derivs. of bi gave 41-72% yields of adducts which are 1listed bolow

/

as A (substitutents shuun)t '
Fi

A (/e gﬂ ! - : ',
,)< ' L l

o 20 \
$iC14, b, 138 ,V 1.5573, dzo 1,73623 MeSiCl,, b, 136-7 » 1 5530 1.6457;

at51C12, by 160°, 1.5520, 1.6065; CH,SiHC1,, b, 152°, 1.5500, 1. 6370. Sim-

ilarly 5§, S-difluorotetrachlorocyclopentadiene gava B: f L

Il\cﬂ R |
', /

e
51Cl,, by, 130°%, 1.5141, 1.7010; Mbbiclz, bg 130°, 1, 5120, 1. 6041; SiHCL,
[+
byg 887s 1.4326, 1.4474; CH,SiNHCL,, by s 102-3%, 1.s5110, 1. 5982;,51unac1,

S
T

B

[+ ]
b8 1227, 1.5066 1.5355. CH, SLHCISiCI:’, LlCH:LH.:iCl3 and LEtS4iC1 CFICF failed
to react. The group refraction of the cyclic portion of A+Si is8 shown to

display about 1 unit neg. exaltation; for B+S1 this is also about lfnag. unit.
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flschanism of the reaction of sddition ogksilicon hydrides to unsaturated

compounds 1n the presence of platinized carbon and chloroplatinic aoid.

V. A. Ponomarenko, G. V, Odabashyan and A, D. Petrov (N.D.Zelinskii Inst.
Org. Chem., Mosoow) . ‘Doklady Akad. Nauk S¢S.S.R. 131, 321-4 (1959),

'The Pt catalyst greatly faoilitates the cleavage of the Sifh bonds 1n 8i
hydrides, such as MsEt,S81H, Et SiH, PhSiH,, thsiﬂz, Ph SiH ang. CH :CH-
CHEOCFBCHﬁcl as shown by hydrogenation of diphenylpicrylhydrazyl radioal
added to such systems at 94°, 'Thus the Pt catalyst ylelds atomic H whioh
is attacked by the free radical hydrazyl. The homolytic cleavage of the
SiH bond is dscreased by steric factors, so that Ph siH 1s practically
unreactive. The following dgsoending reactivity Scale 1s found: EtéMbsiﬂ,
MeEtSiHCL, EtSiHCla and HSiCls. The homolytic process evidently starts
on the surface of the C in the Pt-C catalyst. The conclusion-1s also
conf irmed by H-D exchange which ooocurs betwaen EtSiHCl and MBEt 81D only
in the presence of Pt-C catalyst at 150-68° in 2 hrs. These results
suggested the use of dimsthylcyanamide as a suiteble catalyst for addn. of
Si hydrides to unsatd. oompds. This.was verified exptly. Heating 40.6 g,
'HSiGl and 15,5 g, GH CHCN with 3 g8+ dimethyleyanamide 2 ‘hrs, to 122-68°
(exothermic) gave 37% 0135103 CH,CHN, bye 0242, m. 34-5°, Heating EtaDIeSICl
with LiE in Bu 0 20 hrs. in autoclave gave 509 MsEt SiD, bpgs 76. 8%, dgg
0.7102, nso 1. 5975 Thus the addn, of Si hydrides to olaefins is primarily

a homolytioc process.
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: ' Synthesis and some transformations of alkylmsroaptodiboranes.
B, I. likhailov and T, A, Shchegoleva(N D.Zalinskii Inst. Org. Chem., log-
cow). Doklady Akad., Nauk S.S.S.R. 131, 843-6 (1960). of, Izvest. Akad. ! 1l

SSR, Otdel. Khim. Nauk 1959, 1868. }fjdf;' '

All the reactions below usre run under N, Paggage of 0ﬁ055 mols B H into
40,5 g. BuSH in Et 0 at room temp. and allowing the mixt. to stand over-
night gava 75% [HB(SBu)a]a. b, 98-103 » by 89-90° y Gop Of9561,'nn l.5170,
8imilarly vas prepd. 56% [Hﬁ(S“r)a]a, b, 93-5°, 0.9809, 1.5265. Reaction
of 0.07 mole Bpll, and 0.14 mole BuSH, run es above, followod by a passagr
of propylere 2 hrs, gava.a range of producti as follows: 7.9% PrsB
40% Pr 2BSPr, b2 64-70° » and 24% [HB(oBu) ] » Paseage of B 36 2 hrs. into .
10.1 g. I in 8650, followed by standing ovarnight and passage of propylsr’
2 hrs. as above, gave the same 3 products as ebove. Heating.I with BusH
at 60-160° over 4 hrs. gave H, and 70% B(SBu) 5 by 150-2°, 0.9684, 1.5205,
Similarly was prapd. 78% B(SPr) 5 b, 133-5, 5° » 0.9952, 1,5312. Mixing 16.r
&+ I and 4.8 g, EtNH -and Kaeping the mixt, 1 hr. gave after evacuation

at 30-100° and distn. in vacuo, 77% N-triethylborazols, b,y 66-8%, Simil-

§

arly. BuNHa gave 68% 1 V-tributylborazole, b0.25 78-80° y 0.8426, 1.4515,
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" Organoboron compounds. XLV, Reaction of butyl esters of boric and

orgenoboron acids with aromatic amines.

B. M. Mikhailov and P, M, Aronovich (Inst. Org. Chem., Acad. Sei.,
Moscow) . Zhur. ‘Obshchel Khim. 29, 3124-9 (1959). cf. Doklady Aked.Nauk
SSSR 127, 571(1959).

Esters:of B aclds react at reflux with eromatic amines ylelding the
corresponding amino derivs. in reversible reactlons. Kingtie curves

for fcrmation of typlcal products ars shown. Completion of the reaction
can bs attained only if the resulting ROH is removed during the react-
dlon. Slow distn. of BuOH from 0.1 mole B(OBu)s, PhB(OBu), or Ph,BOBu
and arom. amine {0.2-0.4 mols) at 210-250° gavé the following amino
derivs.: 80% B(NH06H4MB-p)3, m. 157-60°; 85% PhB(NHPh) o0 m.'84-6°; _
67% PuB(NHCGH Ms-p),, m. 85-7°; 73% PhaﬂNHPh b, 202- 6° ng§xim§ﬁgg;8°’
. 44% PrB(NHPh) 5, o, 162-3° , IxeR8ey nD5 1.5837; BuB(NHPh)a. 32%, b,
169-71°, 1.5750; 38% Bu gBNHPh, b, '136-7°, 1.4995, Reaction of PhB(0-
CHECHMBQ’B and 3 moles p-M306H4NH2 was carried out as above and thqb
residue, freed in vacuo of low b. meterials was heated 1 hr. at 1985
.in vacuo yielding P-lieCgH NH, and 42.5% B-triphenyl-N-tri-p-tolylbor-
azols, m. 325-7°, Reaction of PhB(NHPh)a with 1s0-BuOH 3 hrs. at reflux
gave 97% FhiB, end 73.5% (1so-Bu0) PPl NeNH, 1n 11g. NH, treated with
{180-Bu0) gBPh at -60° gave a grey 014H2503N8Na, possibly (iso-BuO)gB-

(NH;)Ph.Na salt.
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Followed by dil, HC1 gave 77% ProB0H, d,y 0.7932, 1,4108, a liquid which -.

Oﬁéanoboron commpounds, XLVI. Dislkylboronic acids and their derivatives,

p—

B. M, Hikhailov and T, 4, Shchegoleva {Inst. Org. Jhem., Acad. Sei.,
Moscow ). Zhur, Obshchei ithim. 20, 3130-5 (1i959), cf. preced, abstr,

All reactions describuod below were run under N atm, To LtLi soln, prepd,
from 9.7 g. Li and 82 g. LtBr in Bt,0 there wvas added in 1.5 hes. 96,7

g+ Bus{03u), at -25°% to *700; on tthe foliowing day dry HCl was intvrodunced

and the pptd. inorg. salts were sepud.; the Tiltrate was concd. and
xwuukxﬂxwikh refiltered, after which it was distd., yiclding 350% Gt BuB0Bu,
b, 65-7°, dy, 0.7866, n>0 1,4130. Similarly Etii and Pra(iBu), gave

31% EtPrRODu, b40 82.4°, 0.7748, 1.4090, PngBf and PrB(OBﬁlz similarly
cave 45% Pr,3GBu, bIS 76-6.50, Btz 0.7777, 1.4133. chaking 4.1 g,
imZBOCHzCHZGGBuz with 10 ml., 10% Naioi, E‘ollowed. Dy -acidiﬁicdtion with

HC1 and extn. with isopentane gave Q24 Bu, i, d,y 0.8105, which is

very rcuadily fsﬁﬁ‘jked Ly aire. wimitar treatmgnt of BuzBOﬂu vielded a

suln, of (Bu,,B(UH,}g,\Na in ‘HZO, which on acidification gave Bu , BOBu,

2
Lf the roaction mixt, is directly evapd., ;here is isolated a colorless
crystaulline (Buzu(QH)B)Na. Similarly PrBuBOBu and 10% NaOH gave on
acidification 62% PpBuBOi, d,, 0.7986. Soln. of 5.8 g. Pr,30Bu in 20

1al, 10% MaOli was freed of BuOH and H,0 in vaecuo and the residuc was

takon uprin l120 and acidified yielding .an org. layer which was extd,
xcitlll Etzo, cvapd, and dehydr'at.ed'by refluxing with C6I*i6; the residue‘

gave 2.1 g. (PryB),0, by, 91.542%, 0.7743, 1.4170, This with 105 NaOH .

-

is alwmost insol. in H,0,.;
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- Zhur. Obshchel Khim., 29, 3443-5 (1959). cf. Izvest. hkad. Nauk SSSR, Otdel.

contg., a comparable amt., of BuBFz to the above runs. iso-AmBF and MeOH

Grganoboron compounds, LI. Cynthesis of alkylhorodifluorides rrom trialkyl-

——
bqron and boron trifluoride stherate.

B. M, Mikhailov and T. A. Bhohsgoleva (Inst. Org. Chem., Acad. Soi., Moscow)

Khim. Nauk 1959, 1869,

£11 reactions wers run under N « To 58.6 g€ 1so-AmBB heated to 200-10° wag
added over 6.5 hrs, 70.5 g. 3.Et 0 and the distillate was fractionated
ylelding ?7% 1so-BuBF2. b. 58° daO 0.9567. Similarly was prepd. 85%

n-CsHlsBFz, b. 89-90°, Use or BugB gave & soln. of BuBF, in BEt,0, b.39-40°,

2

form a complex iso-AmBF,.2le0H, by, 34- 7°, dy0 0.9473, 020 1.3825, Also

prepds were: 1so-AmBF,.2BuOH, b, '45-7°, 0.8891, 1.4050; CoH, By .2BucH,
-50°, - w

bg 47-50°, 0.8901,-. CgH15BF, and BtN, in Bt,0 gave 75% C,H, .BF .EtNE,,

m. 112-4°, Similarly was prepd. BuBFa.iso-BuNHB, m. 44-50°,
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(i//%rganoboron compounds. 56, Synthesis of horontrialkyls from metaborates anq
their transformation into esters of dialkylboronic.ﬂcidat
B._M. Mikhailov and V., A, Vaver (N.D.Zeiinskii Inst, Urg. Chen., Moscow),
Izvest. Akad, Nauk S.5.5.R,, Otdel, Khim. Nauk 1960, 852-6, cf. Doklady
Akad,Nauk SSSR 131, 843 (1960), ‘
. Bsters of metahoric acid react, under N,, with RMgX yielding R,B. These
dre converted into R;BOR' on heing heated with R'OH, Thus, BuMgBr from
18.3 g. Mg in Bt ,0 treated rapidly without cooling with 22.5 g. (iso-BuOBO)3
and refluxed 2 hrs. gave‘after treatment with 7% HC1 y Followed by wéshing'
with 0,-free sz, 78% iso—BuSB. Similarly iso-AmMgCl and (iso-BuOBO)3 gave
%5.1% iso-Amsn, and (cbullond)§ and iso-PrMgCl gave 606,8% iso-Prsﬁ. Heating
8.6 g. iso—PrsB with 8 g. sec-octyl alc. to 130°, finally to 180°, over
i.S hrs. gave MeCH:iCH,, H, and C2H6 as gaseous products and 74.2% sec-octyl .
diisopropylboronaté, byg 119-20%, nj° 1.4202, d, 0.7833, similarly C4hy OH
gave the same gascous product s and 81, 5% C6H1103(CHMe2)2, b8_83q3.5°, 1.4372,
0.8314. BuSB‘and iso-AnOH gave H,, C,H ), C,Hg and 83.6% 1so-AmOBBu,, by
114, 5-5.5%, 1.4240, 0.7907. PhOH and 150-Am33 gave mixed isopentane and
isoamylens, along with 75.1% £ iso-Am,BOPh, b, 121-3.5°, 1.4712, 0.8697.
The operations may be combined; thus, 0.5 mole RMgX treated over 10-15 min,
with 0,055 mole (possibly an error-G.M.K.) (iso-Bu0BO), in 1:1 CH, a$1n.,
then refluxed 2 Yrs,, treated with 225 ml, 7% HC1l, the org. layer sepd.
and coned., then heated 2 hrs. with desired HO compd., gave the following
esterst B85.4% CgH  0BBu,, by 120.5-1°, 1,4460, 0,8416; 87.2% Bu,BOCH,Ph,
bg 14;.5-29, 1.4793, 0.8871; 87.7% Cgli,, OB(CH,CliMo,),, b, 104-5%, 1.4421,
0.8331; 86,6% céullon(cnzchzcuuei)z, by 133.5-4%, 1.4472, 0.8392; and 92,3%
iso-Am

BOCH,Ph, 141,5-2°,.1,4760, 0.8790.

2 by.s
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rla MANUS WALN QUNZRALULYULLC 4CULAVILY. 4. Amines or the cyclopontana and

cyclohexane serics. _
N. K. Kochetkov, A. Ya, Khorlin, K, X, Lqputina and L, A, Vorotnikova
(Pharmacol. Chemotherap. Inst., Acad. Med. Scd.). Zhur. Obshchei Khim. 29,
3613-6 (1959). é?. Stein ot al, JACS 7B, 1514 (1956).
Tfo 0.1 mole ROH (tert. alc. from cyclﬁpentﬁnone or cyclohexanone and
various Grignard reagnets) and 0;2 mole NeCH was added with cooling 0,2
mole 983 H,80, at bolow 40°f after 1 day at room temp. the mixt. was
poured on ice an@neutraiize& with NH4OH &1elding tho following (CHz)n-
- CRNHCOR' (n, R, R' shown resp.)! 4; Me, Me, 57%, m. 98-9°; 4, Et, Me,
363, m.' 86-7°; .4, Pr, Me, 59%, m. 111-1.5°; 4, Bu, Me, 25%, m. 89-909;
5, Me, Me, 35%, m. 83-4% 5, Bt, Me, m. 71-2°% 5, Pr, Me, 72%, . 69-70%/
To 0.2 mole KCN in 0.1 mole ROH (note above) in 20 nl, BtCOzﬂ was added
at below 10° 0.3 mole 98% H 804 yielding after 1 Hay at room temp. ond
an'aq. treatment as above the following lunlkyl-l-?ormamidocycloalkanes
(notation as above): 4, Bt, H, 82%, bs 128-30% 5, Et, H, 65%, by 130-2°,
The amides reduced with L1A134 in refluxing Btzo to (CH;)nCRNHCsz'.HX
(n, R, R', X shown resp.)] 4, Me, Me, Cl, 65%, m. 184-5%; 4, Bt, Ma, C1,
61%, m. 193-4°; 4, Pr, Me, C1, 52%, n. 154-5%; 4, Bu, Me, C1, 60%, o.
147-8%; 5, Me, Me, Cl, 59%, m. 203-4%; 5, Bt, Me, C1, 60%, m. 193-4°;
5, Pr, Mo, C1, 58%, m. 191-2%; 4, Be, H, czogu, 60%, o. 163-4°%; 5, Bt, H,
05048, 578, n, 173-4%, The products showed some ganglioblocking activity
the nost active being the a@ing 4, Bt, Me; the cyclohoxane derivs. are
less active. Hence tﬁe pertinencé of the bicyclip isocamphane structure
to gaﬁglioﬁiocking activity is diSprOVOd;A éigid alicyclic ring appears

to be important, however,

5/7@«\4(; Ma-;xz“ a’m%wto
%5&‘7 AN /0’7415« ,/{,uo? ot ot

/n«ﬁﬁd
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Anines with gangliolytic activity. XIY. Aliphatic amines with teptiary

radicale, _
N. K. Kochotkov, A. Ya. Khorlin, L. A, Vorotnikova and K. X, Lopatina
(Pharmacol. Chemotherap., Inst., Acad, Med. Sei.). Zhur, Obshchei Khim,
.29, 3616-9 (1959), '
A new group of active gangliolytic substances was diecovéred,-of which the
most activé was ethf;-(3;ethy1-2-penhy1)-amine. The compds, as a group
produced consi@erabie ganglioblocking activity at 2-4 mg/kg on unspecified
tost animals, Troatmont of appropriate ales. with 2 moleas MeCN followed
by 2 molos 98% H,S50, 2 days at roon tamp; gave after neutralization with
NH40H, the following RNHCGR' (R and R' showri r05p.): Me3c, Me, 50%,
d. 97-8%; Me,LtC, Mg; 51%, o, 78-80?; MeEt,C, Me, 50%, m. 80~2°; Bt .C,
Me, 55,58, m. 86-7%; Me,CClMe,, Mo, 78.9%, m. 109-10°; Me,CCHeBt, Ma, 52%,
8. 107-9%; Me,CPr, Me, 30%, m. 57-8% Me,CHClMe,, 8% Mo, 30%, m. 62-4°;
MeEtPrC, Me, 32%, by 104-6°; Me,BuC, Me, 93%, m. 65-7°;'H930CMeé, H, 32%,
@. 129-30%; Et,C, H, 53%, m. 98-100%f The formanides listed above were
prepd. similarly from KCN ?nd appropriate ale. in AcOH. Reduction of the
anides with L1A1H4 in Et‘o gave RNHCku"HCI §:3 and‘R' Hhown resp. ) §

- Me,yC, Mo, 60%, m. 204-5°; Mezﬂtc, Mo, 60% m. 151-3%;. MeEt,C, Me, 55%,
@. 160-29; Et,C, Mo, 83. 8% o, 178%; M61LCHBZ,,M3, 803, m, 256-89;
Me,CCMoEt, Me, 807, m. 299-11 § Mo,PrC, Me, 50%, m. 130°;-N32CHCM32, Me,
53%, m. 174=6°) MOEEPrC, Me, 63.3%, m. 153-6%; Me,Buc, Mo, 663, m. 153-5%;
Mo,CCMo,, H, 63%, m. 232-2.5%; Bt,C, H, 50%, m. 171-2°.
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